Fig. S-1: Schematic of the experimental setup. A Xenon lamp was used to irradiate the biofilm-containing photoreactor. To mimic solar irradiation at the Earth's surface, a Pyrex filter was used to cut wavelength below 290 nm. Purified air was pushed through the reactor at flow rates of 200-300 mL min -1 . A combination of online-APCI-HRMS and PTR-ToF-MS was used to identify and quantify the produced VOCs. For identification experiments, the entire flow from the cell was sampled by the online-APCI-HRMS. For quantitation of VOCs, the PTR-ToF-MS was sampling 100 mL min -1 from the major flow through a heated inlet (60 °C). Liquid phase samples were taken before and after irradiation and analyzed by UHPLC-HRMS. Table S -4: Signals, peak areas, and assigned formulas obtained from (-)-HESI-UHPLC-HRMS data for different biofilm sample types and ground water. All samples were analyzed in triplicates and the data were processed using the non-target screening approach of the MZmine 2.21 software package (see Table S 
